All non-aqueous reactions were run under an inert atmosphere (nitrogen or argon) with rigid exclusion of moisture from reagents and all reaction vessels were oven-dried. Solvents were distilled prior to use:
successively washed with water (30mL) and brine (30mL). The organic phase was dried over Na 2 SO 4 (anhydrous) and concentrated to leave an oil, which was purified with chromatograph on silica gel, using ethyl acetate -hexane (1:6) as eluant, to afford the desired product 5 (281mg, 94%) as a colorless oil. (125 MHz, CDCl 3 ) δ: 172.4, 132.5, 128.8, 68.8, 62.9, 62.6, 41.6, 35.7, 25.9, 18.3, 17.3, -1.5, -5 
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Compound 5 (262.3mg, 0.7mmol) and L-Fmoc-Val-OH (712.7mg, 2.1mmol) were dissolved in THF (10mL), DCC (433.3mg, 2.1mmol) and DMAP (3mg) was added at 0 o C. The reaction mixture was stirred at room temperature for 14h before it was poured into diethyl ether (100 mL). The ether solution was filtered through a pad of Celite and the filtrate was successively washed with saturated sodium bicarbonate (30mL), water (30mL) and brine (30mL). The organic phase was dried over Na 2 SO 4 (anhydrous) and concentrated in vacuo to give an oil, which was purified by chromatograph on silica gel, using ethyl 170.9, 169.6, 156.1, 143.9, 143.8, 141.3, 132.6, 128.1, 127.6, 127.0, 125.1, 119.9, 72.0, 67.0, 63.0, 62.3, 58.8, 47.2, 39.8, 35.7, 31.8, 25.9, 18.2 17.9, 17.3, -1.5, -5 δ: 173.6, 162.8, 155.5, 148.5, 133.0, 121.8, 84.5, 77.1, 52.9, 42.2, 41.4, 28.28, 23.93 The amine (derived from 3) and the carboxylic acid (derived from compound 4) were dissolved in dichloromethane (10mL). Mukaiyama coupling reagent (20.9mg, 0.07mmol) and DIPEA(27.1mg, 0.2mmol) were added to the mixture at 0 o C and the solution was stirred at room temperature for 20h.
Saturated ammonium chloride (20mL) was used to quench the reaction and ethyl acetate (30mL X 3) was used for extraction. 174.3, 170.3, 169.6, 163.1, 148.8, 132.4, 128.2, 121.2, 85.2, 71.9, 63.0, 62.3, 60.3, 56.9, 41.5, 39.8, 35.7, 31.1, 28.3, 25.9, 25.8, 24.7, 20.9, 19.0, 18.2, 17.4, 17.3, 14. 
18
Compound 17 (12.8mg, 0.02mmol), dissolved in dry methanol (2mL), was treated with potassium carbonate (2.8mg, 0.02mmol) at 0 o C for 10 min. The reaction was quenched with saturated ammonium chloride (10mL) and extracted with ethyl acetate (20mL X 3). The combined organic phase was dried over anhydrous sodium sulfate and concentrated in vacuo. The resulted reside was dissolved in methanoldichloromethane (v : v = 2 : 1, 5mL), and treated with DNTP (9.3mg, 0.03mmol) for 2h. Upon that time, 2-methylpropane-2-thiol (9mg, 0.1mmol) was added, followed by triethylamine (10.1mg, 0.1mmol). The reaction mixture was further stirred for 15min, then quenched with saturated ammonium chloride (15mL) and extracted with ethyl acetate (30mL X 3). The combined organic phases were dried over anhydrous sodium sulfate and concentrated in vacuo. 13 C NMR (125MHz, CDCl 3 ) δ: 174.4, 170.3, 169.6, 163.2, 155.6, 148.8, 133.3, 128.3, 127.5, 121.3, 85.2, 71.8, 63.1, 57.0, 47.8, 41.9, 41.5, 39.8, 39.6, 31.9, 31.2, 30.0, 28.3, 27.0, 24.8, 19.0, 17.5, 17.4 
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Compound 19 (24.1mg, 0.03mmol) was treated with trifluroacetic acid -dichloromethane (v : v = 1 : 1, 2mL) at room temperature for 3h. After the reaction mixture was concentrated in vacuo and dried under high vaccum for three hours, the residue was dissolved in dimethyl formamide (40mL). To this solution, HATU (114mg, 0.3mmol), HOAT (40.8mg, 0.3mmol) and DIPEA (58mg, 0.45mmol) were added and the reaction mixture was stirred for 48h. Solvent and other volatiles were removed under high vacuum and the residue was dissolved in ethyl acetate (100mL) and washed successively with water (20mL) and brine (20mL). The organic phase was dried over anhydrous sodium sulfate and concentrated in vacuo to provide crude product, which was purified with chromatograph on silica gel, using ethyl acetate -hexane 13 C NMR (125MHz, CDCl 3 ) δ: 173.5, 169.3, 168.8, 167.9, 164.5, 147.4, 132.8, 128.1, 124.1, 84.3, 71.9, 57.7, 47.8, 43.2, 41.0, 40.4, 39.4, 34.0, 31.8, 29.9, 24.1, 18.8, 16.6 199.4, 173.5, 169.4, 168.9, 167.9, 164.6, 147.4, 132.7, 128.4, 124.2, 84.4, 72.1, 57.7, 44.1, 43.3, 41.1, 40.4, 34.2, 32.2, 31.6, 29.0, 28.9, 27.9, 25.6, 24.2, 22.6, 18.9, 16.6, 14.0 
